Key indicators: single-crystal X-ray study; T = 173 K; mean (C-C) = 0.002 Å; R factor = 0.036; wR factor = 0.104; data-to-parameter ratio = 16.7.
Refinement R[F 2 > 2(F 2 )] = 0.036 wR(F 2 ) = 0.104 S = 1.08 2637 reflections 158 parameters H-atom parameters constrained Á max = 0.29 e Å À3 Á min = À0.19 e Å À3 Table 1 Hydrogen-bond geometry (Å , ) .
Cg1 is the centroid of the C5-C10 ring. Data collection: CrysAlis PRO (Oxford Diffraction, 2009); cell refinement: CrysAlis PRO; data reduction: CrysAlis PRO; program(s) used to solve structure: SIR99 (Altomare et al., 1999); program(s) used to refine structure: SHELXL97 (Sheldrick, 2008); molecular graphics: ORTEP-3 (Farrugia, 1997) and PLATON (Spek, 2009); software used to prepare material for publication: SHELXL97.
(Z)-2-[Methoxy(phenyl)methylidene]-3,4,5-trimethyl-2,3-dihydro-1,3-thiazole Biplab Maji, Herbert Mayr and Peter Mayer Comment Thiazolium ions (Ukai et al., 1943) are known to catalyze benzoin condensations of aldehydes (Enders et al., 2007; Biju et al., 2011) in presence of a base. An acyl anion equivalent, the so-called Breslow intermediate (Breslow, 1958) was proposed to be the key intermediate of these transformations. To understand the structure of these intermediates we now report the X-ray analysis of the O-methyl-protected Breslow intermediate derived from 3,4,5-trimethylthiazolium ion and benzaldehyde.
The molecular structure of the title compound is shown in Fig. 1 . The exocyclic double bond has a length of 1.349 (2) Å which is comparable to that observed for a related structure [1.353 Å; Reisser et al., 2003] . The endocyclic double bond length is 1.330 (2) Å [1.332 Å; Reisser et al., 2003] . The angle sum around the methylene carbon atom, C4, amounts to 360° resulting in a trigonal planar environment of the methylene atom. However, this mean plane (C4/O1/C3/C5) is not coplanar with either the plane of the heterocycle (S1/N1/C1-C3) or the plane of the phenyl ring (C5-C10). The corresponding dihedral angles are 14.37 (8)° and 26.17 (8)°, respectively. The dihedral angle between the heterocycle and the phenyl ring is 36.29 (7)°.
In the crystal, molecules are linked via C-H···π contacts (Table 1 and Fig. 2 ).
Experimental
A solution of 2-(methoxy(phenyl)methyl)-3,4,5-trimethylthiazolium trifluoromethanesulfonate (397 mg, 1.00 mmol) in THF (6 ml) was added dropwise to a stirred suspension of NaH (36 mg, 1.5 mmol) in dry THF (5 ml) at -20 °C under nitrogen, and the reaction mixture was allowed to stir for 36 h in the dark. After warming to room temperature, the solvent was removed under vacuum, and the residue was suspended in dry toluene (20 ml) and filtered through a celite pad under nitrogen. Then the solvent was evaporated to give 205 mg (0.829 mmol, 83%) of the title compound as 2:1 mixture of Z:E isomers. Crystals of the title compound suitable for X-ray diffraction analysis were grown by slow evaporation of a solution in n-pentane under nitrogen.
Refinement
The C-bound H atoms were included in calculated positions and treated as riding atoms: C-H = 0.95 and 0.98 Å for CH and CH 3 -atoms, respectively, with U iso (H) = k × U eq (C), where k = 1.5 for CH 3 H atoms and = 1.2 for other H atoms. The methyl groups were allowed to rotate along the C-X bonds (X = C, O, N) to best fit the experimental electron density. The molecular structure of the title molecule, with atom labelling. Displacement ellipsoids are drawn at 50% probability level.
Computing details

Figure 2
The crystal packing of the title compound viewed along the b axis. Refinement. Refinement of F 2 against ALL reflections. The weighted R-factor wR and goodness of fit S are based on F 2 , conventional R-factors R are based on F, with F set to zero for negative F 2 . The threshold expression of F 2 > 2σ(F 2 ) is used only for calculating R-factors(gt) etc. and is not relevant to the choice of reflections for refinement. R-factors based on F 2 are statistically about twice as large as those based on F, and R-factors based on all data will be even larger.
Fractional atomic coordinates and isotropic or equivalent isotropic displacement parameters (Å 2 )
x y z U iso */U eq S1 0.39851 (3) 0.51962 (7) 0.0287 (6) 0.0251 (7) 0.0319 (6) 0.0017 (5) −0.0005 (5) 0.0051 (5) N1 0.0293 (7) 0.0198 (7) 0.0265 (7) 0.0006 (6) 0.0094 (5) 0.0047 (5) C1 0.0376 (10) 0.0279 (9) 0.0311 (9) −0.0085 (8) 0.0129 (7) −0.0003 (7) C2 0.0385 (10) 0.0235 (9) 0.0241 (8) −0.0066 (7) 0.0105 (7) 0.0006 (6) (9) 0.0032 (7) 0.0019 (7) −0.0051 (6) C8 0.0269 (9) 0.0205 (9) 0.0437 (10) −0.0023 (7) 0.0119 (7) −0.0036 (7) C9 0.0379 (10) 0.0217 (9) 0.0324 (9) −0.0027 (7) 0.0161 (7) 0.0013 (7) 
